Contents of Supplementary Information

1) Supplementary
1 H-NMR (600MHz, CDCl 3 ) and 13 C-NMR (150MHz, CDCl 3 ) spectroscopic data for compounds 3, 4, 6-11 (pages 3-4). C-NMR spectra were similar to that for septicine According to the positive optical rotation value, C-13a was assigned the S configuration. Consequently, compound 7 was identified as 13a(S)-(+)-tylophorine. 6, 7, 8 The 1 H-NMR spectrum for compound 8 was similar to that of tylophorine, but its molecular formula was suggested to be C 23 H 25 NO 4 from HREIMS analysis.
2) Supplementary compound identification
According to NOESYs, HMBCs, and the bathochromic shift in the UV spectrum, the 3 methoxyl groups were located at C-2, C-3, and C-7, and the hydroxyl group was located at C-6. The 13aS configuration was based on the positive optical rotation.
Consequently, compound 8 was identified as 13a(S)-(+)-6-desmethyltylophorine. 9 Compound 9 exhibited the molecular formula C 23 H 25 NO 4 on HREIMS analysis. 8 The ortho-coupled doublets at δ 7.76 (J=9.0 Hz) and δ 7.29 (J=9.0 Hz) were assigned to H-1 and H-2, respectively. The NOESY correlations H-1/H-14, H-2；H-5/OCH 3 -4, OCH 3 -6；H-8/OCH 3 -7, H-9, and the HMBC correlations H-2/C-4, OCH 3 -4/C-4； H-8/C-6, OCH 3 -6/C-6；H-5/C-7, and OCH 3 -7/C-7 indicated that the 3 methoxyl groups were located at C-4, C-6, and C-7. No cross-peak existed between H-2 and any methoxyl groups. According to the positive optical rotation value, C-13a was assigned the S configuration. Therefore, compound 9 was identified as 13a(S)-(+)-3-demethylisotylocrebrine 8 .
Compound 10 was assigned a molecular formula of C 22 H 23 NO 4 from its HREIMS spectra. The 3 1 H signals, at δ 7.10 (J=2.1 Hz, J=8.7 Hz), δ 7.93 (J=2. 1 Hz) , and δ 8.14 (J=8.7 Hz) were assigned to H-1, H-2, H-4, H-5, and H-8. The 2 methoxyl groups could be located at C-6 and C-7 as supported by the NOESY correlations H-5/OCH 3 -6； H-8/OCH 3 -7, H-9 and HMBC correlations H-8/C-6, OCH 3 -6/C-6； H-5/C-7, and OCH 3 -7/C-7. Two hydroxyl groups were assignable at C-14 and C-3 on the basis of IR, UV, and NOESY spectra. A positive Cotton effect at 289 nm in the CD spectrum established the 13aS configuration. On the basis of a strong NOESY between H-13a and H-14, the position of the hydroxyl group was determined to be trans with H-13a. Consequently, compound 10 was characterized as 13a(S),14(S)-(+)-3,14-dihydroxy-6,7-dimethoxyphenanthro-indolizidine, reported as a metabolite in a danaid butterfly fed with T. tanakae. 10 Thus, compound 10 was isolated for the first time from a plant source.
Compound 11 was assigned a molecular formula of C 23 H 25 NO 5 from its HREIMS spectra. The 1 H NMR spectrum of compound 11 displayed signals for 3 methoxyl groups, at δ 3.82, 3.90, and 4.09. The ortho-coupled doublets at δ 7.34 (J=9.3 Hz) and δ 8.23 (J=9.3 Hz) were assigned to H-1 and H-2, respectively. The NOESY correlations H-1/H-14, H-2；H-5/OCH 3 -4, OCH 3 -6；H-8/OCH 3 -7, H-9, and the HMBC correlations H-2/C-4, OCH 3 -4/C-4；H-8/C-6, OCH 3 -6/C-6；H-5/C-7, and OCH 3 -7/C-7 indicated that the 3 methoxyl groups were located at C-4, C-6, and C-7.
A hydroxyl group was assignable at C-14 from its IR spectrum absorption (3406 and 3172) and a carbon signal at δ 64.8. The bathochromic shift in the UV spectrum and the NOESY correlation showed that another hydroxyl group was at C-3. A positive Cotton effect at 286 nm in the circular dichroism spectrum established the 13aS configuration. Because of a strong NOESY correlation between H-13a and H-14, the position of the hydroxyl group was determined to be trans with H-13a. The NOESY correlation between H-13a and H-9 (δ 3.30) suggested that the piperidine ring adopted a chair-like conformation. Consequently, compound 11 was characterized as 13a(S),14(S)-(+)-3,14-dihydroxy-4,6,7-trimethoxy-phenanthroindolizidine. 
